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L7 STRUCTURE UPLOADED 

= > d 17 

L7 HAS NO ANSWERS 
L7 STR 

* STRUCTURE DIAGRAM TOO LARGE FOR DISPLAY - AVAILABLE VIA OFFLINE PRINT * 
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=> s 17 sss sam 

SAMPLE SEARCH INITIATED 14:49:48 FILE 
SAMPLE SCREEN SEARCH COMPLETED - 



'REGISTRY' 
27 TO ITERATE 



100.0% PROCESSED 
SEARCH TIME: 00.00.01 



27 ITERATIONS 



0 ANSWERS 



FULL FILE PROJECTIONS: 

PROJECTED ITERATIONS: 
PROJECTED ANSWERS: 



ONLINE * * COMPLETE* * 
BATCH * * COMPLETE * * 

229 TO 851 
0 TO 0 



L8 



0 SEA SSS SAM L7 



=> s 17 sss full 

FULL SEARCH INITIATED 14:50:03 FILE 'REGISTRY' 
FULL SCREEN SEARCH COMPLETED - 755 TO ITERATE 

100.0% PROCESSED 755 ITERATIONS 

SEARCH TIME: 00.00.01 

L9 20 SEA SSS FUL L7 

-> fil hcaplus 



20 ANSWERS 
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=> d 110 ibib hitstr abs all 



LIO ANSWER 1 OF 
ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE : 



AUTHOR (S) 



CORPORATE SOURCE: 



SOURCE : 



PUBLISHER: 
DOCUMENT TYPE: 
LANGUAGE : 
OTHER SOURCE (S) 



19 HCAPLUS COPYRIGHT 2006 ACS on STN 
2006 : 165092 HCAPLUS 

144 :370172 

New C2- and Cl-Symmetric phosphorus ligands based on 
carbohydrate scaffolds and their use in the 
iridium-catalysed hydrogenation of ketimines 
Guiu, Ester; Aghmiz, Mohamed; Diaz, Yolanda; Claver, 
Carmen; Meseguer, Ben j ami; Militzer, Christian; 
Castillon, Sergio 

Departament de Quimica Analitica i Quimica Organica, 
Universitat Rovira i Virgili, Tarragona, 43005, Spain 
European Journal of Organic Chemistry (2006) , (3) , 

627-633 

CODEN: EJOCFK; ISSN: 1434-193X 
Wiley-VCH Verlag GmbH & Co. KGaA 
Journal 
English 

CASREACT 144:370172 



IT 



RN 
CN 



666825-71-4 
RL: RCT (Reactant) 
(preparation of 



RACT (Reactant or reagent) 
chiral C2-sym. bis-phosphinites and Cl-sym. 
phosphinite -phosphites with carbohydrate -derived D-mannitol backbone as 
ligands for iridium-catalyzed asym. hydrogenation of imines) 
666825-71-4 HCAPLUS 

D-Mannitol, 2, 5-anhydro-l, 6-bis-O- [ (1, 1-dimethylethyl) diphenylsilyl] - 
(9CI) (CA INDEX NAME) 



Absolute stereochemistry. Rotation (+) 
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IT 666826-33-lP 

RL: RCT (Reactant) ; SPN (Synthetic preparation); PREP (Preparation); RACT 
(Reactant or reagent) 

(preparation of chiral C2-sym. bis-phosphinites and Cl-sym. 
phosphinite-phosphites with carbohydrate -derived D-mannitol backbone as 
ligands for iridium-catalyzed asym. hydrogenation of imines) 
RN 666826-33-1 HCAPLUS 

CN D-Mannitol, 2 , 5-anhydro- 1 , 6-bis-O- [ (1, 1-dimethylethyl) diphenylsilyl] 
3- [bis(2,4-dimethylphenyl)phosphinite] (9CI) (CA INDEX NAME) 

Absolute stereochemistry. Rotation {+) . 




AB D-Mannitol -derived C2-sym. diarylphosphinite and Cl-sym. diaryl 

phosphite -phosphinite ligands were prepared from silylated D-glucosamine; 
asym. hydrogenation of acetophenone benzylimine, catalyzed by iridium 
complexes with new ligands gave N-benzyl-l-phenylethylamine with 73% ee. 
The C2-sym. diphosphinites , (3R, 4R) -2 , 5- (TBDPSO) 2-3 , 4- {Ar2P0) - 
tetrahydrofurans (lOa-d; Ar = Ph, 4-MeOC6H4, 4-CF3C6H4, 3,5-Me2C6H3) were 
prepared by reaction of (3S, 4S) -2 , 5- (TBDPSO) 2-3 , 4-tetrahydrofurandiol (12) 
with Ar2PCl or Ar2PNEt2; the mono -substituted {3R, 4S) -2 , 5- (TBDPSO) 2-4- 
(Ar2P0) -3-tetrahydrofuranol was esterified by 2,2 ' -methylenebis [4-methyl-6- 
CMeRlR2-phenyl] phosphorochloridites to give the corresponding Cl-sym. 
phosphite -phosphinites [11a, b, Rl s= R2 = Me, R1+R2 = (CH2)5]. Various 
procedures for synthesizing the phosphinite function were explored in 
order to improve the yield of the reaction. Results were best when 
Ph2PNEt2 was used in the presence of tetrazol as catalyst. The prepared 
ligands, which have different electron-donating or electron-withdrawing 
aryl groups were added to iridium complexes producing catalyst precursors 
active in the asym. hydrogenation of acetophenone N-benzyl- and 
N-phenylimines (17, 19) . Cationic iridium complexes were more active than 
the neutral analogs. The use of additives was, in general, detrimental to 
both the conversion and the enantioselectivity . In the hydrogenation of 
17, results were best with ligand 11a (76% ee) , but in the hydrogenation 
of 19 (70% ee) they were best with ligand 10b. 

AN 2006:165092 HCAPLUS 

DN 144:370172 

ED Entered STN: 23 Feb 2 006 

TI New C2- and CI -Symmetric phosphorus ligands based on carbohydrate 
scaffolds and their use in the iridium-catalysed hydrogenation of 
ketimines 
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AU Guiu, Ester; Aghmiz, Mohamed; Diaz^, Yolanda; Claver, Carmen; Meseguer, 

Benjami; Militzer, Christian; Castillon, Sergio 
OS Departament de Quimica Analitica i Quimica Organica, Universitat Rovira i 

Virgin, Tarragona, 43005, Spain 
SO European Journal of Organic Chemistry (2006), (3), 627-633 

CODEN: EJOCFK; ISSN: 1434-193X 
PB Wiley-VCH Verlag GmbH & Co. KGaA 
DT Journal 
LA English 

CC 29-7 (Organometallic and Organometalloidal Compounds) 
Section cross-reference (s) : 28, 33 

OS CASREACT 144:370172 

AB D-Mannitol -derived C2-sym. diary Iphosphinite and Cl-sym. diaryl 

phosphite-phosphinite ligands were prepared from silylated D-glucosamine; 
asym. hydrogenation of acetophenone benzylimine, catalyzed by iridium 
complexes with new ligands gave N-benzyl-l-phenylethylamine with 73% ee. 
The C2-sym. diphosphinites , (3R, 4R) -2 , 5 - (TBDPSO) 2 -3 , 4 - (Ar2P0) - 
tetrahydrofurans (lOa-d; Ar = Ph, 4-MeOC6H4, 4-CF3C6H4, 3,5-Me2C6H3) were 
prepared by reaction of (3S , 4S) -2 , 5 - (TBDPSO) 2 -3 , 4 -tetrahydrof urandiol (12) 
with Ar2PCl or Ar2PNEt2; the mono-substituted {3R, 4S) -2 , 5- (TBDPSO) 2-4- 
(Ar2P0) -3-tetrahydrofuranol was esterified by 2 , 2 ' -methylenebis [4-methyl-6- 
CMeRlR2 -phenyl] phosphorochloridites to give the corresponding Cl-sym. 
phosphite-phosphinites [11a, b, Rl = R2 = Me, R1+R2 = (CH2)5]. Various 
procedures for synthesizing the phosphinite function were explored in 
order to improve the yield of the reaction. Results were best when 
Ph2PNEt2 was used in the presence of tetrazol as catalyst. The prepared 
ligands, which have different electron-donating or electron -withdrawing 
aryl groups were added to iridium complexes producing catalyst precursors 
active in the asym. hydrogenation of acetophenone N-benzyl- and 
N-phenylimines (17, 19) . Cationic iridium complexes were more active than 
the neutral analogs. The use of additives was, in general, detrimental to 
both the conversion and the enantioselectivity . In the hydrogenation of 
17, results were best with ligand 11a (76% ee) , but in the hydrogenation 
of 19 (70% ee) they were best with ligand 10b. 

ST phosphinite phosphite mannitol chiral nonracemic prepn asym hydrogenation 
catalyst; diarylphosphinite chiral nonracemic bidentate prepn 
phosphinamidite esterif ication mannitol; phosphite chiral nonracemic 
phosphinite prepn mannitol esterif ication iridium complexation; imine asym 
hydrogenation catalyst iridium diarylphosphinite phosphite mannitol deriv 

IT Asymmetric synthesis and induction 

(asym. hydrogenation; preparation of chiral C2-sym. bis-phosphinites and 
Cl-sym. phosphinite-phosphites with carbohydrate -derived D-mannitol 
backbone as ligands for iridium-catalyzed asym. hydrogenation of 
imines) 

IT Phosphorus acids 

RL: CAT (Catalyst use); SPN (Synthetic preparation); PREP (Preparation); 
USES (Uses) 

(esters, phosphinites ; preparation of chiral C2-sym. bis-phosphinites and 
Cl-sym. phosphinite-phosphites with carbohydrate -derived D-mannitol 
backbone as ligands for iridium-catalyzed asym. hydrogenation of 
imines) 
IT Imines 

RL: RCT (Reactant) ; RACT (Reactant or reagent) 

(ketimines; preparation of chiral C2-sym. bis-phosphinites and Cl-sym. 
phosphinite-phosphites with carbohydrate -derived D-mannitol backbone as 
ligands for iridium-catalyzed asym. hydrogenation of imines) 
IT Phosphites 

RL: CAT (Catalyst use); SPN (Synthetic preparation); PREP (Preparation); 
USES (Uses) 

(preparation of chiral C2-sym. bis-phosphinites and Cl-sym. 
phosphinite-phosphites with carbohydrate -derived D-mannitol backbone as 
ligands for iridium-catalyzed asym. hydrogenation of imines) 
IT Carbohydrates, reactions 

RL: RCT (Reactant); RACT (Reactant or reagent) 
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(preparation of chiral C2-sym. bis-phosphinites and Cl-sym. 
phosphinite-phosphites with carbohydrate -derived D-mannitol backbone as 
ligands for iridium- catalyzed asym. hydrogenation of imines) 
IT' Hydrogenation catalysts 

(stereoselective, asym.; preparation of chiral C2-sym. bis-phosphinites and 
Cl-sym. phosphinite -phosphites with carbohydrate -derived D-mannitol 
backbone as ligands for iridium-catalyzed asym. hydrogenation of 
imines) 

IT 12112-67-3 35138-23-9 666825-73-6 
RL: CAT (Catalyst use); USES (Uses) 

(preparation of chiral C2-sym. bis-phosphinites and Cl-sym. 
phosphinite-phosphites with carbohydrate-derived D-mannitol backbone as 
ligands for iridium-catalyzed asym. hydrogenation of imines) 
IT 666826-00-2P 666826-05-7P 666826-06-8P 666826-22-8P 881994-91-8P 
RL: CAT (Catalyst use); SPN (Synthetic preparation); PREP (Preparation); 
USES (Uses) 

(preparation of chiral C2-sym. bis-phosphinites and Cl-sym. 
phosphinite-phosphites with carbohydrate -derived D-mannitol backbone as 
ligands for iridium-catalyzed asym. hydrogenation of imines) 
IT 1749-19-5 13685-91-1 13685-97-7 14428-98-9 106054-14-2 
110814-25-0 666825-71-4 666825-96-3 
RL: RCT (Reactant) ; RACT (Reactant or reagent) 

(preparation of chiral C2-sym. bis-phosphinites and Cl-sym. 
phosphinite-phosphites with carbohydrate -derived D-mannitol backbone as 
ligands for iridium-catalyzed asym. hydrogenation of imines) 
IT 666826-33-lP 

RL: RCT (Reactant); SPN (Synthetic preparation); PREP (Preparation); RACT 
(Reactant or reagent) 

(preparation of chiral C2-sym. bis-phosphinites and Cl-sym. 
phosphinite-phosphites with carbohydrate-derived D-mannitol backbone as 
ligands for iridium-catalyzed asym. hydrogenation of imines) 
IT 17480-69-2P 21232-36-OP 21232-37-lP 

RL:- SPN (Synthetic preparation) ; PREP (Preparation) 

(preparation of chiral C2-sym. bis-phosphinites and Cl-sym. 
phosphinite-phosphites with carbohydrate -derived D-mannitol backbone as 
ligands for iridium-catalyzed asym. hydrogenation of imines) 
RE.CNT 54 THERE ARE 54 CITED REFERENCES AVAILABLE FOR THIS RECORD 
RE 

(1) Aghmiz, M; J Org Chem 2004, V69, P7502 HCAPLUS 

(2) Anon; Catalytic Asymmetric Synthesis 1993 

(3) Anon; Comprehensive Asymmetric Catalysis 1999, VI 

(4) Barbaro, P; Organome tallies 2002, V21, P1430 HCAPLUS 

(5) Bayer, A; Eur J Inorg Chem 2002, P2614 HCAPLUS 

(6) Bianchini, C; Eur J Inorg Chem 2001, P4 3 HCAPLUS 

(7) Blaser, H; Adv Synth Catal 2003, V345, P103 HCAPLUS 

(8) Blaser, H; Isotopics 2002, V19, P3 HCAPLUS 

(9) Buisman, G; Tetrahedron: Asymmetry 1995, V6, P719 HCAPLUS 

(10) Casalnuovo, A; J Am Chem Soc 1994, V116, P9869 HCAPLUS 

(11) Dieguez, M; Chem Commun 2000, PI 607 HCAPLUS 

(12) Dieguez, M; Chem Commun 2001, P1132 HCAPLUS 

(13) Dieguez, M; Chem Eur J 2001, V7, P3086 HCAPLUS 

(14) Dieguez, M; J Org Chem 2002, V67, P3796 HCAPLUS 

(15) Dieguez, M; New J Chem 2002, V26, P826 

(16) Guiu, E; Adv Synth Catal 2003, V345, P169 HCAPLUS 

(17) Guiu, E; Tetrahedron: Asymmetry 2004, V15, P3365 HCAPLUS 

(18) Hamamoto, S; Chem Lett 1986, P1401 HCAPLUS 

(19) Holz, J; Eur J Org Chem 2001, V63, P4621 

(20) Horton, D; Carbohydr Res 1973, V30, P367 HCAPLUS 

(21) Kobayashi, S; Chem Rev 1999, V99, P1069 HCAPLUS 

(22) Li, W; J Org Chem 2000, V65, P3489 HCAPLUS 

(23) Li, W; J Org Chem 2002, V67, P7618 HCAPLUS 

(24) Li, W; Tetrahedron Lett 1999, V40, P6701 HCAPLUS 

(25) Margalef-Catala, R; Tetrahedron: Asymmetry 2000, Vll, P1469 HCAPLUS 

(26) Morimoto, T; Synlett 1995, P748 HCAPLUS 



Page 10 



10/660, 159 ; 22/09/2006 

(27) Morimoto, T; Tetrahedron: Asymmetry 1995, V6, P2661 HCAPLUS 

(28) Otero, D; Carbohydr Res 1984, V128, P79 HCAPLUS 

(29) Palmer, M; Tetrahedron: Asymmetry 1999, VIO, P2045 HCAPLUS 

(30) Pamies, 0; Chem Commun 2000, V12 , P2383 

(31) Pamies, 0; J Org Chem 2001, V66, P8364 HCAPLUS 

(32) Pfaltz, A; Chimia 2001, V55, P708 HCAPLUS 

(33) RajanBabu, T; J Am Chem Soc 1992, V114, P6265 HCAPLUS 

(34) RajanBabu, T; J Am Chem Soc 1994, V116, P4101 HCAPLUS 

(35) RajanBabu, T; J Am Chem Soc 2001, V123, P10207 HCAPLUS 

(36) Rajanbabu, T; J Org Chem 1997, V62, P6012 HCAPLUS 

(37) Reetz, M; Tetrahedron: Asymmetry 1999, VIO, P2129 HCAPLUS 

(38) Sablong, R; Tetrahedron Lett 1996, V37, P4937 HCAPLUS 

(39) Selke, R; J Mol Catal 1986, V37, P213 HCAPLUS 

(40) Selke, R; J Mol Catal 1993, V84, P223 HCAPLUS 

(41) Spindler, F; Angew Chem Int Ed Engl 1990, V29, P558 

(42) Spindler, F; Transition Metals for Organic Synthesis 1998, V2, P69 HCAPLUS 

(43) Tanaka, T; Tetrahedron Lett 1986, V27, P199 HCAPLUS 

(44) Tani, K; Chem Lett 1995, P955 HCAPLUS 

(45) Tararov, V; Tetrahedron: Asymmetry 1999, VIO, P4009 HCAPLUS 

(46) Togni, A; J Am Chem Soc 1994, V116, P4062 HCAPLUS 

(47) van Straten, N; Tetrahedron 1997, V53, P6523 HCAPLUS 

(48) van Straten, N; Tetrahedron 1997, V53, P6539 HCAPLUS 

(49) Vargas, S; Tetrahedron Lett 2005, V46, P2049 HCAPLUS 

(50) von Matt, P; Angew Chem Int Ed Engl 1993, V32, P566 

(51) Xiao, D; Angew Chem Int Ed 2001, V40, P3425 HCAPLUS 

(52) Yan, Y; J Org Chem 2000, V65, P900 HCAPLUS 

(53) Yan, Y; Org Lett 2000, V2 , P4137 HCAPLUS 

(54) Zhu, G; Tetrahedron: Asymmetry 1998, V9, P2415 HCAPLUS 



=> d 110 ibib hitstr abs 2-19 



LIO ANSWER 2 OF 19 
ACCESSION NUMBER: 
DOCUMENT NUMBER: 

TITLE : 
AUTHOR (S) : 

CORPORATE SOURCE: 



SOURCE : 



HCAPLUS COPYRIGHT 2 006 ACS on STN 
2005:1053108 HCAPLUS 
143:460341 

Observation of a 1 , 5-silyl-migration on fructose 
Furegati, Stefan; White, Andrew J. P.; Miller, Andrew 
D. 

Imperial College Genetic Therapies Centre, Department 
of Chemistry, Imperial College London, London, SW7 
2AZ, UK 

, 2385-2387 
0936-5214 



Synlett (2005) , (15) 
CODEN: SYNLES; ISSN: 
Georg Thieme Verlag 
Journal 
English 

CASREACT 143:460341 



PUBLISHER: 
DOCUMENT TYPE: 
LANGUAGE : 
OTHER SOURCE (S) : 
IT 869203-03-2P 

RL: PRP (Properties); RCT (Reactant) ; SPN (Synthetic preparation) ; PREP 
(Preparation) ; RACT (Reactant or reagent) 

(crystal structure of; unexpected base-assisted 1,5-silyl migration in 
fructose resulting in a sterically more crowded product) 
RN 869203-03-2 HCAPLUS 

CN p-D-Fructofuranose, 1, 6-bis-O- [ (1, 1-dimethylethyl) dimethylsilyl] - 
(9CI) (CA INDEX NAME) 



Absolute stereochemistry. Rotation (+) 
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AB During synthetic studies involving fructose, an unexpected silyl migration 
was observed, resulting in a sterically more crowded product. 1,4-Silyl 
migrations have been observed previously taking place in several different 
carbohydrate derivs . However, here we report for the first time an 
apparent base-assisted 1,5-silyl migration in fructose, identified by 
evidence from X-ray crystallog. and 2D-NMR spectroscopy. This novel 
migration is related to the Brook rearrangement, and appears to be 
mediated via an anionic, cyclic transition state involving pentavalent 
silicon. 

REFERENCE COUNT: 9 THERE ARE 9 CITED REFERENCES AVAILABLE FOR THIS 

RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 



LIO ANSWER 3 OF 
ACCESSION NUMBER 
DOCUMENT NUMBER: 
TITLE : 



19 HCAPLUS COPYRIGHT 2006 ACS on STN 
2004 : 795363 HCAPLUS 
142 :6223 

C2 -Symmetric Diphosphinite Ligands Derived from 
Carbohydrates. The Strong Influence of Remote 
Stereocenters on Asymmetric Rhodium-Catalyzed 
Hydrogenation 

Aghmiz, Mohamed; Aghmiz, Ali; Diaz, Yolanda; 
Masdeu-Bulto, Anna; Claver, Carmen; Castillon, Sergio 
Departament de Quimica Analitica i Quimica Organica, 
Facultat de Quimica, Universitat Rovira i Virgili, 
Tarragona, 43005, Spain 

Journal of Organic Chemistry (2004), 69(22), 7502-7510 
CODEN: JOCEAH; ISSN: 0022-3263 
American Chemical Society 

Journal 
English 

CASREACT 142:6223 
303764-33-2P 666825-71-4P 797043-20-OP 
RL: RCT (Reactant) ; SPN (Synthetic preparation); PREP (Preparation); RACT 
(Reactant or reagent) 

(preparation of C2-sym. diphosphinite ligands derived from carbohydrates for 
asym. rhodium- catalyzed hydrogenation) 
303764-33-2 HCAPLUS 

L-Iditol, 2,5-anhydro-l,6-bis-0- [ (1 , 1-dimethylethyl) diphenylsilyl] - {9CI) 
(CA INDEX NAME) 



AUTHOR (S) 



CORPORATE SOURCE: 



SOURCE : 

PUBLISHER: 
DOCUMENT TYPE: 
LANGUAGE : 
OTHER SOURCE (S) 
IT 



RN 
CN 



Absolute stereochemistry. Rotation (-) 




RN 666825-71-4 HCAPLUS 

CN D-Mannitol, 2 , 5-anhydro-l, 6-bis-O- [ (1 , 1-dimethylethyl) diphenylsilyl] - 
(9CI) (CA INDEX NAME) 

Absolute stereochemistry. Rotation (+) . 
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Ph Ph 

\/ 

t-Bu 0 



0^ 
R R/ 

s s/ 



Ph Ph 

\ / 
Si 



Bu-t 



HO 



OH 



RN 797043-20-0 HCAPLUS 

CN D-Mannitol, 2 , 5-anhydro-l, 6-bis-O- [tris (1-methylethyl) silyl] - (9CI) (CA 

INDEX NANE) 



Absolute stereochemistry. Rotation ( + ) 



(i-Pr) 3Si 




Si (Pr-i) 3 



GI 



0PPh2 





0PPH2 



0PPH2 



II 



0PPH2 



III 



AB Modular ligands of C2 symmetry I-III [R = 0CPh3 , 0SiMe2CMe3, OTs, H, 
OSi(CHMe2)3] were easily prepared from D-glucosamine, D-glucitol, and 
tartaric acid, resp. The application of these ligands in the 
rhodium-catalyzed hydrogenation of Me acetamidoacrylate , Me 
acetamidocinnamate, and di-Me itaconate shows that both the configuration 
and the substituents at positions 2 and 5 of the THF backbone have a 
strong influence on the enantioselectivity of the processes. 

REFERENCE COUNT: 45 THERE ARE 45 CITED REFERENCES AVAILABLE FOR THIS 

RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 



Lie ANSWER 4 OF 19 
ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE : 



AUTHOR (S) : 
CORPORATE SOURCE: 



SOURCE : 

PUBLISHER: 
DOCUMENT TYPE: 
LANGUAGE : 
OTHER SOURCE (S) : 
IT 303779-98-8P 



HCAPLUS COPYRIGHT 2006 ACS on STN 
2004:746141 HCAPLUS 
141:395724 

Facile conversion of 0-silyl protected sugars into 
their corresponding formates using P0C13-DMF 

complex 

Andrade, Marta M. ; Barros, M. Teresa 

Faculdade de Ciencias e Tecnologia, Departamento de 

Quimica, REQUIMTE/CQFB, Universidade Nova de Lisboa, 

Caparica, 2829-516, Port. 

Tetrahedron (2004), 60(41), 9235-9243 

CODEN: TETRAB; ISSN: 0040-4020 

Elsevier B.V. 

Journal 

English 

CASREACT 141:395724 
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RL: RCT (Reactant) ; SPN (Synthetic preparation); PREP (Preparation); RAC't 
(Reactant or reagent) 

(facile conversion of 0-silyl protected sugars into their corresponding 
formates using Vilsmeier-Haack complex, P0C13-DMF) 
RN 303779-98-8 HCAPLUS 

CN a-D-Glucopyranoside, 1-0- [ (1, l-dimethylethyl) dimethyls ilyl] -6-0- 
[ (1, l-dimethylethyl) diphenylsilyl] -p-D-f ructof uranosyl 
6-0- [ (1, l-dimethylethyl) diphenylsilyl] - (9CI) (CA INDEX NAME) 

Absolute stereochemistry. 




AB The direct 0-f ormylation of two selectively protected sugar derivs . using 
the Vilsmeier-Haack (V-H) complex P0C13*DMF was studied. Primary 

O-TBDMS and 0-TBDPS ethers of sucrose, the most common di saccharide , 
underwent regio- and chemoselective 0-f ormylation with this formylating 
agent. This conversion was also studied with a monosaccharide analog. 



REFERENCE COUNT: 



23 THERE ARE 23 CITED REFERENCES AVAILABLE FOR THIS 
RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 



LIO ANSWER 5 OF 19 HCAPLUS COPYRIGHT 2006 ACS on STN 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE : 
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AB The preparation of monophosphorus compds . I (X = O, bond; Rl, R2 = same or 
different organosilyl; R3, R4 = same or different alkyl, organoamino, 
organoalkoxy, C2-4 alkylene, arylene, cyclohexylene, f errocenylene, etc.; 
R5 = H, Cl-20 alkyl, C4-24 aryl ; C5-25 arylalkyl, Cl-20 haloalkyl, etc.), 
useful as cocatalyst for transition metal complex catalyzed 
stereoselective hydrogenation, is described. Thus, preparation of chiral 
monophosphorus compound II is described starting from 2, 5-anhydro-D-mannitol; 

rhodium/ll complex catalyzed stereoselective hydrogenation of 
PhC ( : CH2 ) NHCOMe is also described. 
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CN D-Mannitol, 2, 5-anhydro-l, 6-bis-O- [ (1, 1-dimethylethyl) diphenylsilyl] - 
(9CI) (CA INDEX NAME) 

Absolute stereochemistry. Rotation (+) . 
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AB The present invention concerns the preparation of chiral diphosphines their 
transition metal complexes, and use of complexes in asym. syntheses. 
Thus, preparation of 2 , 3-bis-O- (diphenylphosphino) -1, 6-dideoxy-2, 5-anhydro-D- 
mannitol I, prepared from 1, 6-dideoxy-2 , 5-anhydro-D-mannitol , and 
[Rh(cod)2]BF4/I catalyzed enantioselective hydrogenation of 
CH2:C(NHAc) (C02Me) is described. 
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AB Exploration for new MDR-modulators utilizing atractysucroses as scaffolds 

disclosed 2 , 3 , 4 , 3 ' , 4 ' -0-pentaisovalerylsucrose (I) as a readily accessible 
medicinal lead. This lead was prepared from sucrose in 65% total yield for 
three steps. In addition, I exhibited more potent MDR modulating activity 
than verapamil, a representative modulator of MDR mediated by P-gp. 
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t-Bu 




Bu-t 



GI 



* STRUCTURE DIAGRAM TOO LARGE FOR DISPLAY - AVAILABLE VIA OFFLINE PRINT * 

AB Furanoid sugar amino acids (I) were synthesized and used as dipeptide 

isosteres to induce interesting turn structures in small linear peptides. 
They belong to a new variety of designed hybrid structures that carry both 
amino and carboxyl groups on rigid furanose sugar rings. Four such mols., 
6-amino-2 , 5-anhydro-6-deoxy-D-gluconic acid (Gaa) and its mannonic, idonic 
(laa) , and 3 , 4-dideoxy idonic congeners were synthesized. The synthesis 
followed a novel reaction path in which an intramol . 5-exo SN2 opening of 
the hexose-derived terminal aziridine ring in (II) by the 
y-benzyloxy oxygen with concomitant debenzylation occurred during 
pyridinium dichromate oxidation of the primary 5-hydroxyl group to 
carboxyl function, leading to the formation of furanoid sugar amino acid 
frameworks in a single step. Incorporation of these furanoid sugar amino 
acids into Leu -enkephalin replacing its Gly-Gly portion gave analogs 
[(III); R = tBuOC(O), H; Rl = OH, H] . Detailed Structural anal, of these 
mols. by CD and various NMR techniques in combination with constrained 
mol. dynamics (MD) simulations revealed that two of these analogs [III; P 
= tBuOC(O); Rl = OH; 2R,5R or 2S,5R] have folded conformations composed of 
an unusual nine-membered pseudo p-turn-like structure with a strong 
intramol. H-bond between LeuNH -> sugarC3-0H. This, in turn, brings 
the two aromatic rings of Tyr and Phe in close proximity, a prerequisite for 
biol . activities of opioid peptides. The analgesic activities of III (R = 
tBuOC(O), H; Rl = OH; 2R,5R) determined by mouse hot-plate and tail-clip 
methods were similar to that of Leu-enkephalin Me ester. The syn 
disposition of the p- hydroxy -carboxyl motif on the sugar rings 
appears to be the driving force to nucleate the observed turn structures in 
some of these mols. Repetition of the motif on both sides of a furanose 
ring resulted in a novel mol. design of sugar diacid, 2 , 5-anhydro-D-idaric 
acid (IV) . Bidirectional elongation of the diacid moieties of IV with 
identical peptide strands led to the formation of a C2-sym. reverse-turn 
mimetic 12 which displayed a very ordered structure consisting of 
identical intramol. H-bonds at two ends between LeuNH sugar-OH, 
the same as in III (R = tBuOC(O), H; Rl = OH; 2R,5R or 2S,5R) . 
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butyldiphenylsilyl ethers) 
RN 303779-98-8 HCAPLUS 

CN a-D-Glucopyranoside, 1-0- [ {1, 1-dimethylethyl) dimethyls ilyl] -6-0- 
[ (1, 1-dimethylethyl) diphenylsilyl] -p-D-f ructofuranosyl 
6-0- [{1, 1-dimethylethyl) diphenylsilyl] - (9CX) (CA INDEX NAME) 

Absolute stereochemistry. 



t-Bu. 




Bu-t 



AB Three protected new gallotannins , namely the 6 ' -O- (tri-0-methylgalloyl) - 
2, 3, 4, 6,1', 3*, 4* -hepta-O-acetylsucrose, the 6 ' -O- (tri-0-methylgalloyl) - 
2 , 3 , 4, 6, 1 ' , 3 ' , 4 ' -hepta-O-benzoylsucrose and the 6 , 6 ' -di -0-tert- 
butyldiphenylsilyl-1 • -O- (tri-0-methylgalloyl) -2 , 3 , 4 , 3 ' , 4 ' -penta-0- 
acetylsucrose have been prepared in 4 short sequences from sucrose. Methods 
for rapid galloylation have been studied in order to avoid simultaneous 
acyl transfer reactions. A method for the deprotection of a 
tert-butyldiphenylsilyl ether using Br in MeOH has been developed which 
avoids the intramol. migration of a benzoate group. 
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CN a~D-Fructofuranoside, methyl 1, 6-bis-O- [ (1, 1- 

dimethylethyl) dimethylsilyl] 4- [3- {4-methoxyphenyl) -2-propenoate] , (E) - 
(9CI) (CA INDEX NAME) 



Absolute stereochemistry. 
Double bond geometry as shown. 
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RN 147694-17-5 HCAPLUS 

CN p-D-Fructofuranoside, methyl 1, 6-bis-O- [ (1, 1- 

dimethylethyl) dimethylsilyl] -, 3- [3- {4-methoxyphenyl) -2-propenoate] , (E) - 
(9CI) (CA INDEX NAME) 

Absolute stereochemistry. 
Double bond geometry as shown. 
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(preparation and acylation of, with bromobenzoyl or methoxycinnamoyl 
chlorides) 
RN 147672-48-8 HCAPLUS 

CN a-D-Fructofuranoside, methyl 1, 6-bis-O- [ (1 , 1- 

dimethylethyl) dimethylsilyl] - (9CI) (CA INDEX NAME) 

Absolute stereochemistry. 
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RN 147672-49-9 HCAPLUS 

CN p-D-Fructofuranoside, methyl 1, 6-bis-O- [(1,1- 

dimethylethyDdimethylsilyl] - {9CI) (CA INDEX NAME) 

Absolute stereochemistry. 
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RN 147672-52-4 HCAPLUS 

CN a-D-Fructofuranoside, methyl 1, 6-bis-O- [ (1, 1- 

dimethylethyDdimethylsilyl] -, 4- (4-bromobenzoate) (9CI) (CA INDEX NAME) 

Absolute stereochemistry. 




RN 147672-53-5 HCAPLUS 

CN p-D-Fructofuranoside, methyl 1, 6-bis-O- [ (1, 1- 

dimethylethyDdimethylsilyl] 3- (4-bromobenzoate) (9CI) (CA INDEX NAME) 

Absolute stereochemistry. 
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IT 147672-57-9P 148556-74-5P 

RL: SPN (Synthetic preparation); PREP (Preparation) 
(preparation of) 
RN 147672-57-9 HCAPLUS 

CN p-D-Fructofuranoside, methyl 1, 6-bis-O- [ (1, 1- 

dimethylethyDdimethylsilyl] 4- {4-bromobenzoate) (9CI) (CA INDEX NAME) 

Absolute stereochemistry. 



Me Me 

\/ 




RN 148556-74-5 HCAPLUS 

CN a-D-Fructofuranoside, methyl 1 , 6-bis-O- [ (1, 1- 

dimethylethyDdimethylsilyl] 3- (4-bromobenzoate) (9CI) (CA INDEX NAME) 

Absolute stereochemistry. 



Me Me Me Me 




AB The microscale anal, method, that is being developed in the authors' group 

for the structure determination of oligosaccharides, yields monosaccharide derivs. 
bearing two types of chromophores suitable for exci ton- coupling, namely, 
4-bromoben2oate (Xmax 245 nm) and 4 -methoxycinnamate (A.max 
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Me Me Me Me 
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311 nm) . Comparison of the circular dichroic (CD) curves of thes'e 

subunits to those in the reference library allows for the determination of the sugar 

identities, linkage positions, and the absolute configurations. The 32 

possible derivs. of Me a- and p-D- f ructof uranosides bearing 

four chromophores were prepared and their CD spectra recorded. These data 

serve to extend the CD library, which already encompasses pyranoside 

derivs. with the gluco-, galacto-, and manno- configurations, and extend 

the utility of this methodol. to the anal, of fructose-containing 

oligosaccharides . 
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Absolute stereochemistry. 
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AB The periodate oxidation of sucrose derivs. I (R, R2, R3 = OH, CI, 0CPh3, 
OSiMe2CMe3; R1=H, Ac) is generally selective for the D-glucopyranoside 
group. A cleavage at the C(2)-c(3) or C(3)-C(4) positions was observed for 
(R, R2, R3 = 0CPh3, OSiMe2CMe3 ) resp. The periodate oxidation was more 
complete for all other derivs. with cleavage at both C(2)-C(3) and 
C{3) -C{4) . 
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AB The title compds . [I; Rl, R2, R3 = OH, halo, acyloxy, hydrocarbylsilyloxy; 
R4, R5 = CHO, CH(OH)CHO; or R4R5 = CH (OH) CH (OH) CH (OH) (glucose 
configuration); R6, R7 = CHO, or R6R7 = CH(OH)CH(OH) (fructose 
configuration); however, when R4R5 = CH (OH) CH (OH) CH (OH) (glucose 
configuration), R6R7 may not be CH(OH)CH(H) (fructose configuration); 
also, Rl, R2, and R3 may not simultaneously be OH] were prepared 
1 ' , 6 , 6-0-Tris (tert-butyldimethylsilyl) sacharose was oxidized with Na 
metaperiodate in H20-CHC13 at 10® for 12 h to give 1 [Rl = R2 = R3 
= 0SiMe2CMe3, R4 = CHO, R5 = CH(OH)CH(OH) (fructose configuration)]. 
Saccharose oxide 6 , 6 ' -dipalmitate (preparation given) had min. inhibitory 
concentration of 0.01 mg/mL against Staphylococcus ATCC 6538P. 
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NAME) 



Absolute stereochemistry. 




GI 



Me3CMe2SiOCH2 

H 




AB A p-D-f ructofuranose fused oxazolidine-2 -thione was isolated as the 
silyl derivative I, which when desulfurized and treated with 
a-amino-a-cyanoacetamide gave the silylated 

1-p-D-fructofuranosyl aminoimidazole II (R = SiMe2CMe3) which when 
deblocked with methanolic hydrogen chloride produced 5-amino-p-D- 
f ructofuranosylimidazole-4-carboxamide (II; R = H) . 
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Absolute stereochemistry. 




AB The preparation and 500 MHz IH-NMR spectra of a number of sucrose derivs. 
described. The assignment of the individual proton resonances in these 
compds. contributed to the identification of the mono- and dibenzoates 
obtained by benzoylation of 6 , 1 ' , 6 ' -tri-O-tritylsucrose following 
regioselective activation of the secondary OH groups by reaction with 
dibutyltin oxide or bis (tributyltin) oxide. 



are 
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Absolute stereochemistry. 
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AB The reaction of sucrose with 1.1 mol equivalent of tert-butyldiphenylsilyl 
(t-BDPS) chloride in pyridine in the presence of 4-dimethylaminopyridine 
gave the crystalline 6* -t-BDPS ether (I) in 49% yield, without recourse to 
column chromatog. I was transformed into the 4 , 6, 1 ' -trichloride by using 
S02C12 . When the silylation of sucrose was performed with 3 mol equivalent of 
the reagent, chromatog. gave the crystalline 6 , 6 ' -di -t-BDPS ether and the 
6, 1 • , 6 ' -tri-t-BDPS ether (II) in yields of 78 and 18.7%, resp. II was 
obtained as the major product on treatment of sucrose with 4.6 mol equivalent 
of the silylating reagent. Removal of the silyl protecting -group in 
6, 6 • -di-O-tert-butyldiphenylsilylsucrose hexabenzoate, using Bu4NF, 
proceeded smoothly, but with 4->6 migration of the benzoate. 
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AB The anhydromannitol I (R - Me) , prepared by standard procedures (yields 62-96%) 
from I (R = H) , condensed with tetraethylene glycol bis {toluenesulf onate) 
to give 19% 18-crown-6 derivative II. II formed extremely strong 1:1 
complexes with alkali metal cations, N+H4, and alkylammonium cations. 
Constitutional and stereochem. factors involved in the complexation, free 
energies of complexation, and the influence of the cation on the 
complexation are discussed. 
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Absolute stereochemistry. 




The tert-butyldimethylsilyl group was used as a blocking group in 
carbohydrate chemical; its selectivity towards primary hydroxyl groups, in 
the absence of imidazole, was shown by preparation of derivs. of Me 
a-D-glucopyranoside and sucrose. Me a-D-glucopyranoside was 
converted into Me 6-0-tert-butyldimethylsilyl-a-D-glucopyranoside 
and sucrose to 6 , 1 ' , 6 ' -tri-O-tert-butyldimethylsilylsucrose . In the 
presence of excess sucrose, a mixture of 6 ' -0-tert-butyldimethylsilyl- , 
6, 6 ' -0-tert-butyldimethylsilyl- and 6,1' , 6 ' -tri-O-tert-butyldimethylsilyl- 
sucroses was formed. 



Page 32 



10/660, 150 : 22/09/2006 

i t 

LIO ANSWER 18 OF 19 HCAPLUS COPYRIGHT 2006 ACS on STN 
ACCESSION NUMBER: 1963:415945 HCAPLUS 

DOCUMENT NUMBER: 59:15 94 5 

ORIGINAL REFERENCE NO.: 5 9 : 2 92 8h , 2 92 9a 

TITLE: Sucrose derivatives. II. Some silyl and cyanoethyl 

ethers and a heptaacetal 
AUTHOR (S) : Barker, S. A.; Brimacombe, J. S.; Harnden, M. R. ; 

Jarvis, J. A. 
CORPORATE SOURCE: Univ., Birmingham, UK 

SOURCE: Chem. Soc. (1963), (June), 3403-6 

DOCUMENT TYPE: Journal 
LANGUAGE: Unavailable 

IT 18919-51-2, Glucopyranoside, 1, 6-bis-O- (tricyclohexylsilyl) -p- 

D-f ructofuranosyl 6-0- (tricyclohexylsilyl) a-D- 

894412-26-1, Sucrose, 1 ' , 6, 6 • -tris-0- (tricyclohexylsilyl) - 
(preparation of) 
RN 18919-51-2 HCAPLUS 

CN Glucopyranoside, 1, 6-bis-O- (tricyclohexylsilyl) -p-D-f ructofuranosyl 
6-0- (tricyclohexylsilyl) a-D- (SCI) (CA INDEX NAME) 

Absolute stereochemistry. 




RN 894412-26-1 HCAPLUS 

CN Sucrose, 1 ', 6, 6 ' -tris-0- (tricyclohexylsilyl) - (TCI) (CA INDEX NAME) 
Absolute stereochemistry. 
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AB cf . CA 58, 2496b. Selective substitution of sucrose has been achieved by 
using chlorotricyclohexylsilane . 1, 10-Divinyloxydecane with sucrose 
yielded mainly a heptaacetal . Tri-O-vinylsucrose has been produced by 

transvinylation of sucrose in tetramethylene sulfone. 

Octa-0 (2-cyanoethyl) sucrose was isolated from the mixture produced by 
repeated reaction of sucrose with acrylonitrile . 
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> . i 

6-0- (tricyclohexylsilyl) a-D- (SCI) (CA INDEX NmE) 
Absolute stereochemistry. 




GI For diagram (s), see printed CA Issue. 

AB 2 ' , 5 ' -Di-O-trityluridine serves as a convenient starting point for the 

synthesis of phosphate dinucleosides containing uridine. This compound was 
readily phosphorylated with cyanoethyl phosphate and after removal of the 
cyanoethyl group the resultant blocked nucleotide (I) was used to 
phosphorylate 2 • , 3 ' -isopropylideneuridine and 2, 3 ' -isopropylidene-6- 
azauridine. After removal of blocking groups, the title compds. (II and 
III) were isolated in good yield from ionexchange columns. 



=> fil home 

COST IN U.S. DOLLARS 

FULL ESTIMATED COST 



SINCE FILE TOTAL 
ENTRY SESSION 
102.48 272.21 



DISCOUNT AMOUNTS (FOR QUALIFYING ACCOUNTS) SINCE FILE TOTAL 

ENTRY SESSION 

CA SUBSCRIBER PRICE -14.25 -14.25 



FILE 'HOME' ENTERED AT 14:51:06 ON 22 SEP 2006 



Page 35 



